F) as an internal standard. MS analyzes were done on an LCMS instrument with chemical ionization (CI) or a GCMS instrument with electron impact ionization (EI). HRMS spectra were recorded on Finnigan MAT 95 mass spectrometer equipped with Sector Field Analyzer and electrospray (EI) ion source. All compound names were generated using ChemBioDraw. Tert-butyl 3-cyclopropylideneazetidine-1-carboxylate 2. NaHMDS (1 M solution in THF, 312 mL, 312 mmol) was added to a suspension of (3-bromopropyl)triphenylphosphonium bromide (69.00 g, 148.70 mmol) in toluene (600 mL) under an Ar atmosphere at -30 ºC. The orange solution was stirred for 2 h at room temperature, and then the solution of compound 1 (23.00 g, 134.35 mmol) in THF (100 mL) was slowly added dropwise to the reaction mixture at -78 ºC. The reaction mixture was stirred at -78 °C for 1 h, slowly warmed up to room temperature overnight, refluxed for 3 h, and poured into cold saturated aq. NH 4 Cl. The mixture was extracted with EtOAc. The organic phase was dried over Na 2 SO 4 , filtered, and evaporated. The resulting solid was washed with hexanes-EtOAc (7:1, 3×100 mL), and the combined organic extracts were evaporated. The residue was purified by column chromatography (Hexanes:EtOAc=7:1). 13.90 g (71.19 mmol, 53%); white solid; m.p. 90-93 ºC; TLC: R f = 0.37 (hexanes:EtOAc=7:1); 1 H NMR (500 MHz, CDCl 3 ), δ: 4.55-4.50 (m, 4H), 1.44 (s, 9H), 1.08-1.03 (m, 4H); 13 C NMR (126 MHz, CDCl 3 ), δ: 156. 7, 116.9, 113.4, 91.4, 79.6, 28.5, 2.4 73 mmol) was added dropwise to an ice-cold solution of compound 3 (2.00 g, 9.47 mmol) in anhydrous DCM (20 mL). The resulting solution was stirred for 24 h while being gradually warmed to ambient temperature, and was then diluted with aq. NaHCO 3 and extracted with EtOAc. The organic phase was dried over Na 2 SO 4 , filtered and evaporated. The crude product was purified by column chromatography (Hexanes:EtOAc=4:1). was added to a solution of ketone 3 (3.00 g, 14.20 mmol) in a mixture of THF (100 mL) and water (10 mL). The reaction mixture was stirred at ambient temperature overnight, diluted with EtOAc (70 mL), and quenched with water (70 mL). The aqueous phase was extracted with EtOAc (2×30 mL). The combined organic phase was washed with brine, dried over Na 2 SO 4 , and concentrated under reduced pressure. The resulting crude product was purified by column chromatography (Hexanes:EtOAc:Et .96 mmol) was dissolved in methanol (20 mL), and solid sodium amalgam (10 g) was added to the resulting solution in one portion. The reaction mixture was refluxed for 12 h and was then allowed to cool to ambient temperature. The solution was decanted from the liquid amalgam, and the residue was washed with methanol (10 mL). The solvent was evaporated in vacuum. Water (20 mL) was added to dissolve the residue. pH of the solution was adjusted to 1 with 3 N HCl. The resulting aqueous solution was extracted with diethyl ether (2×10 mL). NaHCO 3 was added to the aqueous solution to neutralize the acid. The resulting mixture was extracted with diethyl ether (3×10 mL). (100 mL) under Ar at -30 ºC. The reaction mixture was allowed to warm to the ambient temperature, washed with water, aq. NaHCO 3 , dried over Na 2 SO 4 , filtered, and evaporated. The crude mesylate was dissolved THF (50 mL), and a solution of TBAF in THF (1 M, 100.00 mL, 0.1 mol) was added. The reaction mixture was heated at reflux under Ar for 3 h, cooled to ambient temperature, diluted with EtOAc (250 mL), and washed with water. The organic phase was dried over Na 2 SO 4 , filtered, and evaporated to give a crude mixture of compound 18 and corresponding alkene at about 3:2 ratio (according to NMR). Separation of compounds by column chromatography (Hexane:EtOAc=3:1) yielded alkene (eluted first) (1.72 g, 6.82 mmol, 35%) and compound 18 (eluted second) (2.63 g, 9.77 mmol, 50%). 138.1, 137.7, 131.6, 129.8, 128.5, 58.5, 44.4, 42.9, 21.7 Exceptions and special features: For compound 5 one CF 3 group and for compound 15 two fluorine atoms and one methyl group were found disordered over two positions. Several restraints (SADI, SAME, ISOR and SIMU) were used in order to improve refinement stability. Compound 19 present one four membered-ring partial disordered over two positions (CH-F unit) . Several restraints (SADI, SAME, ISOR and SIMU) were used in order to improve refinement stability of the compound. . The hydrogen atoms at N1A and N1B were refined freely others were calculated and refined as riding atoms. . The hydrogens at N1 atom were refined freely; others were calculated and refined as riding atoms. Thermals ellipsoids are shown with 30% probability.)
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